METHODS

XRD.
Crystal structures of I -VI were determined by the means of single crystal X-ray diffraction analysis. Crystal of I and IV were fixed on a micro mounts, placed on a Rigaku Oxford Diffraction Supernova Atlas diffractometer and measured at a temperature of 100K using microfocused monochromated CuKα radiation. Crystal of V was fixed on a micro mount, placed on a Rigaku Oxford Diffraction Supernova Atlas diffractometer and measured at a temperature of 100K using microfocused monochromated MoKα radiation. Crystals of II, III and VI were fixed on a micro mounts, placed on a Rigaku Oxford Diffraction Excalibur Eos diffractometer and measured at a temperature of 100K using monochromated MoKα radiation. The unit cell parameters and refinement characteristics for the crystal structures of I -VI are given in the Table S1 . Empirical absorption correction for I -VI was applied in CrysAlisPro 1 program complex using spherical harmonics, implemented in SCALE3 ABSPACK scaling algorithm. The structures were solved by direct methods and refined using the SHELXL program 2 incorporated in the OLEX2 program package 3 . Twin refinement of the crystal structure VI by means of the SHELXL HKLF 5 instruction, which precludes merging of the data as part of the refinement process, was used. The final models included coordinates and anisotropic displacement parameters for all non-hydrogen atoms. The carbon-bound H atoms were placed in calculated positions and were included in the refinement in the 'riding' model approximation, with Uiso(H) set to 1.5Ueq(C) and C-H 0.96 Å for the CH3 groups, Uiso(H) set to 1.2Ueq(C) and C-H 0.98 Å for the tertiary CH groups and Uiso(H) set to 1.2Ueq(C) and C-H 0.93 Å for the CH groups in cyclic fragments. Supplementary crystallographic data for this paper have been deposited at Cambridge Crystallographic Data Centre (CCDC 1505866, 1505868, 1505867, 1505870, 1506944, and 1505869 for I -VI, respectively) and can be obtained via www.ccdc.cam.ac.uk/data_request/cif. X-ray powder diffraction spectra were recorded on a Bruker D2
Phaser diffractometer. The FT-IR spectra were recorded using pellets with KBr in the range 4000-400 cm −1 on a Shimadzu IR-Affinity-1 spectrometer. UV-Vis spectra were recorded in 1 cm quartz cuvette on a Shimadzu UV-1800 spectrophotometer on 1 nm resolution in the range from 190 to 1100 nm.
NMR.
All 1 H and 13 C NMR spectra were recorded on a Bruker Avance III spectrometer at 400.13 and 100.61 MHz. MS-spectra were recorded in a positive mode in the range of 100-1000 m/z with ESI ionization type with on a Shimadzu Maxima-Resonance spectrometer. DFT calculations. Were performed using Gaussian 09 software package 4 with CAM-B3LYP and cc-PVTZ basis set. The calculation of vibrational frequencies was performed to confirm that all optimized structures are in the local minima on the potential energy surface.
3
SYNTHESIS
All necessary chemicals were of analytical grade (Sigma) and were used without further purification, unless otherwise stated. 4,7-dimethyl isatin was purchased from LifeChemicals.
Molecular sieves 3Å were dried under vacuum at 250°C for 20 hours. Ethanol was stored with freshly dried molecular sieves. DMF distilled over MgSO4 in vacuo.
1-methylisatin
To a solution of 50 g isatin (340 mmol) in anhydrous DMF (500 mL) was added during 1.5 h portion-wise 60% suspension of 15 g (370 mmol) of sodium hydride in mineral oil. After 45 min exposition at 20°C to the reaction mixture 23.25 mL (370 mmol) of methyl iodide was dropwise (~ 2 h) added. The reaction was performed at 4°C during the addition of sodium hydride and methyl iodide.
Reaction mixture was stirred at RT overnight, and then DMF was evaporated in vacuo. 
1-methyl-3(phenylimino)indolinone-2-one (I)
In a round bottom flask equipped with Dean-Stark receiver the solution of 3.0 g (18.5 mmol) Nmethyl-isatin, 2.2 mL (25 mmol) aniline and catalytic amount of PTSA in 60 mL of toluene was refluxed for 6 h. The reaction mixture was cooled, washed with water, dried over MgSO4 and solvent evaporated in vacuum. The product was eluted on silica gel with chloroform and chloroform-methanol 9/1. The eluent was evaporated. The precipitate was crystallized first time from ethanol. Yield ~80 %. 
1,4,6-trimethyl-3(phenylimino)indolinone-2-one (II)
In the round bottom flask equipped with Soxlett adaptor filled with 3Å Molecular Sieves the mixture composed of 1,4,7-trimethylindoline-2,3-dione 0.5 g (2.6 mmol), aniline 0.28 g (2.9 mmol) and catalytic amount of PTSA in 40 mL of ethanol was refluxed for 3 h. The reaction mixture was cooled, solvent was evaporated. The residue was subjected to column chromatography using DCM as 
1,4,6-trimethyl-3(2,6-diisopropyl-phenylimino)indolinone-2-one (III)
In the round bottom flask equipped with Dean-Stark receiver the solution of 3.0 g (18.5 mmol)
N-methyl-isatin, 2.2 mL (25 mmol) of 2,6-diisopropylaniline and catalytic amount of PTSA in 60 mL of ethanol was refluxed for 6 h. The reaction mixture was cooled, washed with water, dried over MgSO4 and solvent evaporated in vacuum. The product was eluted on silica gel with chloroform and chloroform-methanol 9/1. The eluent was evaporated. 
